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warmed to -50, -45, -40, or -30 °C. After a measured time period (between 30 and 2640 s), the mixture was cooled to -78 °C and trimethylsilyl chloride (60 mL, 0.47 mmol) was added. After 2 h, MeOH (0.5 mL) was added and the mixture was allowed to warm to room temperature. The mixture was purified by column chromatography on silica, eluting with light petroleum (b.p. 40-60 °C)-EtOAc (98:2), to give the silane 3, data as reported.
2 Analysis of the er was performed by CSP-GC on a β-cyclodextrin-permethylated 120 fused silica capillary column [30 m × 0.25 mm i.d., 20% permethylated β-cyclodextrin in SPB-35 poly(35% diphenyl/65% dimethyl)siloxane, nitrogen carrier at 14 psi, faster running enantiomer = (S) (at 82 °C)]. 
Graphics:
A plot of k obs (racemization) versus [TMEDA] is shown below (Chart 1). racemization on transmetalation in the absence of a ligand. We have found that, at -78 °C, TMEDA (0.1 or more equiv.) has a stabilizing effect on the configurational stability of the organolithium, but allows slow racemization at elevated temperatures. 
For racemization K eq = 1 and k 1 = k -1 so equation (1) 
The results, using Eq 3, are displayed in Chart 2. The values for the rate constants can be taken from the slope of the log plots shown in Chart 2.
However, improved data that avoids numbers tending to ln(0) as the reaction approaches equilibrium are obtained using a nonlinear fit to the zero order plots using Equation 4 and the fact that k obs = (k 1 + k -1 ).
This analysis provides the following parameters (Table 3 ). In this case, the increasing enantiomer is S, so equation 1 becomes:
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The data are plotted in Chart 5. 
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The values for the rate constants can be taken from the slope of the log plots shown in Chart 5.
However, improved data that avoids numbers tending to ln(0) as the reaction approaches equilibrium are obtained using a nonlinear fit to the zero order plots using Equation 4 and the fact that k obs = (k 1 + k -1 ):
S t = 0.77 + 0.50 − 0.77
Note: Although all the rate constants are obtained from nonlinear fits of the zero order plots (Eq 6), their respective errors were obtained by linearizing the plots and using regression analysis (Eq 5) at a 95% confidence level. Table 5 . Eyring plot parameters for resolution of 2 in the presence of 1.0 equiv. 4 Nonlinear fits to zero order plots (Eq 6) yielded the rate constants in Table 12 . Errors were obtained by regression analysis using Eq 5. 
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The rate constants are obtained from nonlinear fits of the zero order plots (Eq 6), their respective errors were obtained by linearizing the plots and using regression analysis (Eq 5) at a 95% confidence level. 
Resolution of N-Boc-2-lithiopiperidine 2 with the chiral ligand 5 and achiral ligands
To test a variety of achiral ligands to assist the resolution of the organolithium 2, the following procedure was used:
n-BuLi (0.22 mL, 0.53 mmol, 2.5 M) was added to rac-1 (240 mg; 0.505 mmol) and freshly TMSCl (0.2 mL, 1.515 mmol) was added. The mixture was allowed to warm slowly (over 18 h) to room temperature and MeOH (2 mL) was added. The solvent was evaporated and the residue was purified by column chromatography on silica, eluting with light petroleum (b.p. 40-60 °C)-EtOAc (98:2), to give the piperidine 3, data as reported.
